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' EIONNTLY MUBLISHED BESKARCE OF 7HE
ILIPARY AOATHY. F CHEIDAL DEFINSE
DI K. B, VOBORHILOY

"Infustive, Mescmertc and Sterfo Effects 1o Unsat-
urated snd Aromatio Actds,” A. I, T4tor, iadb OrgChen,
M1 Asad. of Chex Defense lasni K. B, Yoroshilov

"Ziar Obshoh Khisii® Vol 16, 1946, pp 1891-5

Tue fact thatol,S-nsatuvated ssids are weaker than
the correspondingd Yy —unsetuzated aoids (e:g., c:'.ﬁ
E,CI'? 107K = 1.5} cn,cn H 0&'120003, 10%¢7;
3+8) is fnterpreted by the suporpozition of &
positive memoneic (+M) effect on She negative
induetive (-I) effsot, resulting ia an inorease nf
the nomtive charge of the oarboxyl asd a lessening
¢f the tendenoy to loatzatitn. Tis + M offeot
explaing also the inormczed besio properties of
Pk, as compered with MelOp, whereas the deoreaac
of tgo dasic propertics in hl!e, o8 oompRYIS with
bieXip 1a dus %0 the <M effect.” The stroeg inorsece
? poldity Srom 3 OFCOOH to CH,C ¥-OCOOR
(10K : 290 as t 2.1) 1s yoderBtaniable from
the faot that the two 7 <toods of C 1 C lie in
different planvs only one of whioh oan be ths seat
of an M effeot, waereas in $he cther imluctive
attraction of elestroas ref
lowered eleotrophiltem of the cardoxyl C, 4ae to the
eloctYrmoric effeots, deteraines the
w0k lower rates of esterification ofe, —olefin-
oarbaxylic acids in comparisen with the oorresponding
satarated acids, vhereas ths soméwhat groater yaty ian
A ¥ransaturated asids is explained by the sole
coonrrence of the I-effect. Inasmuch as full
realizatica of the M-effeot of Tr-bonds dépenis on
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location of the corresponding atome in cne plane,
substituents that disrupt the plams structure on steric
grounde vill hinder rescnance and result in higher
80id dissociation; for steric reasons, the cis-foyma of
CH,CH s CECOOH and of PhCE : CHCOOH are stronger

acids than the trans farmws; the wamo steric factor albo
underlies- the increase of acidity from PhCOOH to
c-MeCgB, COOK &0‘2,'6-)B206850003 as cantrested with

the sciity-decFeasing + I2effect of introductica of
Meo'.groups in'm'ané p positions. The combined acticn
of the steric and the 41 effect is determined for

the stability of the 2,4,6-MesCcH 00" oarbonium

ion in solution 1in Hp80, .

"Theory of Nitration of Saturatsd Hydrocarbons and
Their Derivetives: I. General Conclusions om the
Primary Rlementary Btage of the Reactian,” A. I.
Pitov, Lab. Org Chem, M1 Acad of Chem Defenso imemi
K. B. Varoshilow

SZhuy gum himtd® vol 16, 1946, pp 1896-1906

The .ineffectivenéss of pure ENO, frx the nitiation of
peraffine,’ pareffinio-side. chails, and oycloperaffins,
‘vas’ demonstrated in 60-day experiments’ at roos
temperature with CsH s 2, T-dimethyloctane, oyolohexans,
-and PhMe, and ENO, adGsity 1.40-1.52; results weye -
also negative with O and cyclohexsns at 100°, 10
howrs. Fitration proceeds not with HNO, but with

0, vhioh forms to soue exwat above 300 50 ml oyolo-
hefane nitrated with BaOx(dwndity 1.4) at 320-40° gave
"only 0.8 g product vhile the same amount reacting

with 12 g KOy gave 7.5 g nitrated products. FuMler
proof is derived from experiments on ths nitration

of PhMe with ¥20; witk excess of either MO or O,.

Full details given.

"The 8ignificanse of Btaric Factors in Alkylatiom,
Aoylstion, an. Related Chemiocal Reactioms,” A. I.
Titov,Mil Acad of Chem Defonse imeni K. E. Voroshilov

"Zhur Obshob Xhimii1" Vol 16, 1946, pp 2011-18

(1) Velooitiew of resstions of this type are determined
not only b7 the pusitive clestric charge cn the corrs-
sponding electrophilic senters dut also, to a large
arteny, by the "coordinative unsaturation” of these
conters, expressing the degree of their steric
ascessidbility and tchelw capasity of forming ocompounds
with a higher coordination numbsr vithout sudstantialily
altering the electrical nature of the rest of tas
molecules; thus, in NO,, RCHO, 30Clp, the N, C, and
8 atome are coosdinatively unsaturated and r®ady to
form intermediate complexes vithoui substantial
aotivation. The nucleophilic atom A (charge -c) in
the mcle. M-%-F will rerot foster with either the
elestrophilio center 2; or wir tart st B, (charges

and +e,, storic resistances R, and R, in the
mole (Q) (65 (X) B, -B, (1) (2), Yependifig on the
sign >f %he d\fference of the driving forces f of
the tvo reactions, approximately equal to the differance
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of the two rate cunstauta: Ak = £, - s
Po(e; - o) - {Ry - R,) vhere P is a*funcion of
the distance . (%) Thise sonsiderations are applied
to the reactions of BisNE with the nitrite P_'hﬂlENOe
(I) and with the nitrate PhCH ROy {II): 27.4 g
rsanted with 60 g Et RE under codling, giving, after
2 days' atanding and twice repeated distillatim,
94% nitrosodimethylamine, EtoNNO, boiling at 175-82
and 88% PhCHAOK; no alkylation took place. On the
other hznd, 5.8 g II reacted with 10 g BtoNE with &
spontansous tempsrature rise to 659; solution in 30
ml HCL (132), stirring with ether, alkalinizatien,
extraction with ethor, and distillation of the extract
geve 80% (FRCH,) EtoN, boiling at 209-13°, identical
with the product syntheesized by boiling an a water
bath 3 heours 12.5 g Ph’.-‘ﬂggl, 25 g Bt lH, 10 ¢ KQCOE&

6

extraction vith 30 ml CgHs, and fracticmation (§1e
£0%) ; -aurate melting at .G0-19; pisrate melting et
121-20 (a1cchol). The two reactions, scylation by

I and ‘alkylation by II, proceed with approximately the
same ‘velooity.

"A Btudy of Highly Cchcentrated Emmlsicas of the M/V

Type: |VIL Stability of Bmilsions Protected by Sodium

Oleate,”. A, V. Bromberg, Mil Asad of Chem Defense
 iment ‘K. B.. Voroshilev

"Eolloidnyy Zhwrnsl® Vol IX, Ko 4, 1947, 11 pp

Investigates the process of coslescemce in subject
emlsin®, finding that in emlsions vith distended
Tilas the vclume coalescence in relatitn to the aging
oandivions produces either the well-kmown lowering of
the degree ot dispersiom or pariially removes it,

but in both cases the adsorptiom layers become denso
to the point of concentration.

"Special Cases of Coioring of Gelatim layers," K.
Chmutov, G. Tushkevich, Mil Acud of Ckem Defsnse imeni
K. B. Yoroshilov '

"Kolloidnyy Zhurnal® Vol IX, No k&, 1947, & pp

Experimental data, vith grapis and a diagram of
apraratus. Conoludes that in case of emall concentra-
tlons on the edges of & colored zone there is & change
of effect: a decredse in denuity of coloring in tae
strip, which mey bs explained by partial washing off
of the coloring agent as it begine to collect on the
sarface of the gelatine but is weakly joined to it.

-END -

Py ©

Sanitized Copy Approved for Release 2011/06/24 : CIA-RDP80-00809A000600210244-8




